(19) 



(12) 



J 



P»ten1amt 

European 
Patent Office 

Off k« •uropfen 



(ID EP 1 762 556 A1 

EUROPEAN PATENT APPLICATION 



(4o) Date of publication: 


(ol ) int i*i.. 


14.03.2007 Bulletin 2007/11 


rmr* oq/ro {2009,01 j rmr* 11 /i ft (2004.01) 




C07C 29/82 1* 00 * 01 ) 


(21) Application number: 05104321.4 




(22) Date of filing: 20.05.2005 




(84) Designated Contracting States: 


• Andolenko, Ivan 


AT BE BG CH CY CZ DE DK EE ES Fl FR GB GR 


39500, Tavaux (FR) 


HU IE IS IT LI LT LU MC NL PL PT RO SE SI SK TR 


• Kraftt, Philippe 


Designated Extension States: 


1640, Rhode Saint Genes© (BE) 


AL BA HR LV MK YU 


• Glelen, Freddy 




1330 Rlxensart (BE) 


(71 ) Applicant: SOLVAY (Socttte Anonyme) 




1050 Bruxelles (BE) 


(74) Representative: Jacques, Philippe 




Solvay S.A. 


(72) Inventors: 


Departement de la Propriety Industrielle, 


• Gllboau, Patrick 


Rue de Ransbeek, 31 0 


7090, Braine-le-Comte (BE) 


1120 Bruxelles (BE) 



(54) Process for producing dichloropropanol from glycerol 



(57) Process for producing dichloropropanol, ac- 
cording to which glycerol containing metal salt is subject- 
ed to a reaction with a chlorinating agent in a reaction 



mixture. At least a fraction obtained from the reaction 
mixture, which fraction contains metal salt, is subjected 
to a treatment comprising one or more separation oper- 
ations to remove metal salt from said fraction.' 
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Description 

[0001] The present application Is related to PC I application No hP 2004/053008 in the nnmo of the Applicant, the 
entire contents and preforoncos of which are incorporated heroin by reference. 
5 [0002] Tho prosent invontlon relates to processos for producing an organic compound, In particular to a process for 
producing dichloropropanol. 

[0003] It Is known that natural petrochemical resources, for example oil or natural gas, that are available on earth are 
limited. Now, these resources are used for producing fuels and as a starting product for producing a large variety of 
useful organic compounds such as monomers or reactants for producing plastics, for example eplchlorohydrin or dtchlo- 
10 ropropanol (see, for example, Ullmann's Encyclopedia of Industrial Chemistry, 5. ed., Vol. A9. p. 539-540) Documents 
Chemistry and Industry, November 20, 1931, Part III, pages 949 to 954, and November 27, 1931, Part III . pages 970 
to 975, describe a process for the synthesis of dichloropropanol from glycerol and hydrochloric acid in the presence of 
acetic acid as acid catalyst 

[0004] According to known processes for producing dichloropropanol. the product is generally obtained in highly diluted 
15 solution with a titre of 5 to 1 5% by weight. It Is then particularly expensive to purify It. Moreover, the major Isomer obtained 
according to such processes is 2,3-dichloropropane-1-ol. 

[0005] It was desirable to fmd uses and processes making it possible to reduce the consumption of natural petro- 
chemical resources, in particular for the abovementioned uses. 

[0006] It was also desirable to find processes for re-using by-products of other production processes so as to minimize 
20 the overall amount of by-products having to be eliminated or destroyed. 

[0007] Consequently, the invention relates to the use of glycerol obtained from renewable raw materials, as a starting 
product for producing organic compounds. 

[0008] The expression "glycerol obtained from renewable raw materials" Is intended to denote in particular glycerol 
obtained in the course of the production of biodiesel, or else glycerol obtained during conversions of fats or oils of plant 
25 or animal origin in general, such as saponification, trans-esterification or hydrolysis reactions. A particularly suitable 
glycerol can be obtained during the conversion of animal fats. Another particularly suitable glycerol can be obtained 
during the production of biodiesel. 

[0009] In contrast, synthetic glycerol is generally obtained from petrochemical resources. 

[0010] In the use according to the invention, the glycerol can be a crude product or a purified product. When the 
30 glycerol is a crude product, it can comprise, for example, water and a metal salt, in particular a metal chloride, which is 
preferably chosen from NaCI and KCI. The metal salt can also be selected from metal sulphates such as sodium sulphate 
and potassium sulphate. The crude product can also contain organic impurities such ascarbonyt compounds, In particular 
aldehydes, fatty acids, or esters of fatty acids, such as in particular monoglycerides or diglycerides. optionally In com- 
bination with water and/or the metal chloride. 
35 [001 1] In the use according to the invention, the crude product generally comprises at most 8 % by weight of organic 
impurities. Often, the crude product comprises at most 6 % by weight of organic impurities. Preferably, it comprises at 
most 2 % by weight of organic impurities. Most preferably, it comprises at most 1 % by weight of organic impurities. The 
organic impurities typically consist essentially of fatty acids and their derivatives. 

[0012] It has surprisingly been found that the use of crude product having a high content of organic impurities does 
40 not have su bstantial impact on the reaction underlying the process of the invention. Optional byproducts from the organic 

impurities can easily be eliminated from the reaction mixture e.g.. if applicable, by controlling the purge rate. 

[0013] In the use according to the invention, the crude product generally comprises at least 40% by weight of glycerol. 

Often, the crude product comprises at least 50% by weight of glycerol. Preferably, It comprises at least 70% by weight 

of glycerol. Often, the crude product comprises at most 99% by weight of glycerol. Typically, rt comprises at most 95% 
45 by weight of glycerol. 

[0014] In the use according to the invention, the crude product generally comprises at least 5% by weight of water or , 
in the absence of other compounds, at least 1% by weight of water. In the use according to the invention, the crude 
product generally comprises at most 50% by weight of water or, in the absence of other compounds, at most 60% by 
weight of water. Often, the crude product comprises at most 30% by weight of water, preferably at most 21% by weight 
so of water. 

[00151 In another embodiment, the crude product comprises at most 89% by weight of glycerol. In that embodiment, 
the crude product comprises at most 85% by weight of glycerol. In that embodiment, the crude product comprises 
generally at least 10% by weight of water and often at least 14% by weight of water. 

[0016] Where appropriate, the crude product generally has a metal salt, in particular a metal chloride content of at 
55 least 1% by weight, preferably greater than or equal to approximately 3% by weight. Where appropriate, the crude 
product generally has a metal salt, in particular a metal chloride content of at most 10% by weight, preferably less than 
or equal to approximately 5% by weight. 

[0017] The use according to the invention applies particularly preferably to the production of chlorinated compounds 
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such as dichloropropanol and epichlorohydrin. Surprisingly, the use according to the invention makes It possible to 
economically obtain these compounds starting from renewable resources. 

[0018] Consequently, the invention also relates to a process for producing an organic compound, comprising the use 
according to the invention. 

5 [001 9] Consequently, the invention also relates in particular to a method for producing a chlorinated organic compound, 
according to which glycerol obtained from renewable raw materials is used, in accordance with the use according to the 
invention, and said glycerol is brought into contact with at least one chlorinating agent. It is understood that the methods 
of production described hereinafter can also be carried out with glycerol in general and are not limited to the preferred 
use of glycerol obtained from renewable raw materials. 

w [0020] In the process for producing a chlorinated organic compound according to the invention, the chlorinating agent 
is as disclosed specifically in PCT EP 2004/053008 

[0021] Mention may in particular be made of a chlorinating agent comprising hydrogen chloride. 
[0022] In the process for producing a chlorinated organic compound according to the invention. It is preferred to carry 
out the reaction in the presence of a catalyst, as specifically disclosed in PCT EP 2004/053008. 
is [0023] Mention may in particular be made of a catalyst based on a carboxylic acid or acid derivative having an atmos- 
pheric boiling point of greater than or equal to 200*C, in particular adipic acid and adipic acid derivatives. 
[0024] In the process according to the invention, the reaction is generally carried out at temperature, pressure and 
residence time as specifically disclosed in PCT EP 2004/053008 

[0025] In the process for producing a chlorinated organic compound according to the invention , at least dichloropropanol 
20 is preferably obtained as chlorinated organic compound. 

[0026] The term "dichloropropanor is generally intended to mean a mixture of isomers consisting essentially of 1 ,3- 
dichloropropane-2-ol and of 2,3-dichloropropane-Vot. 

[0027] In the process for producing a chlorinated organic compound according to the invention, a high selectivity for 
1 ,3-dichloropropane-2-ol is surprisingly obtained, which isomer is particularly suitable as starting product for a dehydro- 

25 chlorination with a view to producing epichlorohydrin. 

[0028] In another variant of the process for producing a chlorinated organic compound according to the Invention, 
vapour stripping, in particular steam stripping of the reaction medium, is carried out. In this case, it is possible to obtain 
a fraction containing from 1 to 5, some times from 2 to 3 and preferably from 1.5 to 2.5 mol/l of chlorinated organic 
compound, in particular of dichloropropanol. In this variant, the stripped mixture is mainly composed of water and 

30 dichloropropanol. 

[0029] In a particular embodiment of the process according to the invention, continuous or periodic withdrawal of a 
fraction comprising at least water and chlorinated organic compound, in particular dichloropropanol, is carried out. Said 
fraction may also contain hydrogen chloride. Preferably, the fraction is withdrawn continuously as its constituents form. 
The fraction obtained can subsequently be subjected to an operation of separation by settling out. 

35 [0030] In a particular variant, which is preferred when the reaction is carried out continuously and continuous or periodic 
withdrawal from the reaction of a fraction comprising at least water and chlorinated organic compound is carried out, 
the reaction medium is fed with water, in particular with steam. The feeding can be effected with extrinsic water originating 
from a suitable feed pipe or, optionally, with residual water recovered from another unit reaction or operation. 
[0031] This feed is generally effected in such as way as to maintain the water concentration In the reaction medium 

4 ° within the ranges indicated above. 

[0032] The variants involving continuous or periodic withdrawal can be effected by introducing into a distillation step 
a gaseous phase withdrawn starting from the reaction medium, in particular withdrawing and introducing into a distillation 
step a gas phase which is in equilibrium with a liquid reaction medium.. Where appropriate, this embodiment can be 
carried out in a reactor surmounted by a suitable distillation column. This embodiment is particularly suitable when 

45 aqueous hydrochloric acid is used as chlorinating agent. It is also possible to arrange a distillation column separated 
from the reactor, the liquid bottom of which can be sent back to the reaction medium. This embodiment is particularly 
suitable when hydrogen chloride, for example gaseous or essentially anhydrous hydrogen chloride, is used as chlorinating 
agent. 

[0033] In this embodiment, the operating conditions of the reactor such as feed rates of reactants, in particular hydrogen 
50 chloride and glycerol, catalyst feed rate, temperature, reactor volume and pressure are preferably adjusted in such a 
way that the concentration of hydrogen chloride in the mixture fed in distillation remains lower than the concentration of 
hydrogen chloride in the binary azeotroplc hydrogen chloride-water mixture at the pressure of the reaction. An effective 
means of adjusting this concentration is controlling the hydrogen chloride supply to the liquid reaction medium. 
[0034] This embodiment of the process is preferably carried out continuously. 
55 [0035] In one aspect, the fraction to be introduced into the distillation column separated from the reactor is withdrawn 
continuously or periodically, preferably continuously, from the liquid reaction medium and at least water and chlorinated 
organic compound is separated. In the distillation step, a fraction containing chlorinated organic compound may also be 
separated. In addition, one or more fractions containing organic products such as heavy byproducts and in particular 
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catalyst and/or hydrogon chloride can also bo soparatod In this distillation stop and gonornlly rocyclod to the reaction 
medium. By solocting an appropriate reflux ratio, It Is posslblo to soparate In this aspoct a fraction containing at least 
water which Is substantially froe of hydrogen chloride. 

[00361 1 ho ref1u * ratio c » n suitably be adjustod by supplying water which Is proforably substantially free of hydrogen 

5 chloride to the distillation column. In this embodiment, the water Is proforably fed to the top of tho distillation column, 
Water can be supplied, for example by recycling at least a portion of water separated In the distillation operation to the 
top of the distillation column Water can also be supplied by adding fresh water to the top of the distillation column Both 
manners of supplying water can be combined. Adding fresh water gives particularly good results. 
[0037] "Substantially free of hydrogen chloride", is understood to denote In particular a hydrogen chloride content In 

10 the fraction comprising water equal to or less than 10% by weight relative to the total weight of the fraction comprising 
water. Often, this content is equal to less than 5% by weight and preferably equal to or less than 1% by weight and more 
preferably equal to or less than 0.3% by weight If hydrogen chloride Is present In the fraction "substantially free of 
hydrogen chloride" its content is generally equal to or more than 1 mg/kg, often equal to or more than 10 mg/kg relative 
to the total weight of the fraction comprising water. 

75 [0038] "Fresh" water Is understood to denote water having a content of constituents other than water, organic or 
Inorganic, lower than or equal to 12 % by weight relative to the total weight of the water and of such constituents, 
preferably lower than or equal to 10 % by weight and most preferably lower than or equal to 1 % by weight. Generally, 
"fresh" water is understood to denote in particular water having a content of constituents other than water, organic or 
inorganic, equal to or more than 1 mg/kg, often equal to or more than 10 mg/kg relative to the total weight of water and 

20 of such constituents. A possible source of fresh water can be the water used for eluting metal salt as described herein 
below. 

[0039] By constituents other than water, one intends to designate more specifically dlchloropropanol. 
[0040] It has been found that the exploitation of the liquid-vapour equilibrium properties of the water-hydrogen chloride- 
dichloropropanol ternary composition makes it possible to withdraw from the production reaction the reaction products 
25 comprising in particular dlchloropropanol and water, while at the same time allowing most of the catalyst(s) and of the 
reactants (including the hydrogen chloride), to be recycled to the reactor. 

[0041] In a preferred embodiment, a separation of a fraction of the reaction medium Is carried out by a distillation step 
and the sum of materials fed to this distillation step has a hydrogen chloride concentration which is lower than the 
hydrogen chloride concentration In the binary azeotroplc composition hydrogen chloride/water at the pressure of the 
30 distillation. 

[0042] In consequence, the invention concerns also a process for separation of a mixture containing at least water, 
dlchloropropanol and hydrogen chloride wherein the mixture is separated in a distillation step wherein the sum of materials 
fed to said distillation step has a hydrogen chloride concentration which is lower than the hydrogen chloride concentration 
In the binary azeotropic composition hydrogen chloride/water at the pressure of the distillation. 

35 [0043] It Is possible for example to control the hydrogen chloride content In the sum of materials fed to the distillation 
step by adding water. Such addition can be carried out for example by Injection of vapor Into the boiler of a dlstilation 
column used in the distillation step or by recycling to the distillation step of a water phase which can be obtained for 
example by decantation of a fraction withdrawn from the top of a distillation column, or by adding fresh water to the top 
of a distillation column or by adding a mixture of recycled and fresh water. 

40 [0044] The maximum suitable hydrogen chloride concentration decreases slightly when the operating pressure is 
higher in agreement with the liquid-vapour equilibrium data for the azeotropic hydrogen chloride published by Bonner 
and Titus (J. Amer. Chem. Soc. 52, 633 (1930)) and partially reprinted in the Table hereafter : 



55 



Pressure (Torr) 


Temperature (°C) 


HCI In azeotrope (% wt) 


50 


48.74 


23.42 


250 


8521 


21.88 


370 


90.24 


21.37 


540 


99.65 


20.92 


760 


108.58 


20.22 


1000 


116.19 


19.73 


1220 


122.98 


19.36 



[0045] In such conditions, a fraction comprising water which fraction Is substantially free of hydrogen chloride as 
defined above can be recovered by distillation from the reaction mixture or the gas phase above the liquid reaction 
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mixture, e.g. by distilling material withdrawn from said gas phase and obtaining the fraction comprising water preferably 
at the top of the distillation column. 

[0046] For instance, at atmospheric pressure (101 ,3 kPa), it is possible to obtain by distillation of the reactor gas phase 
a binary azeotropic mixture of water and dichloropropanol containing 23 % by weight of dichloropropanol if the hydrogen 

5 chloride concentration in that gas phase in contact with the reaction medium is lower than about 20.22 % by weight. 
[0047] When dichloropropanol is not completely removed from the reaction medium by withdrawal of a fraction con- 
taining water, it is possible to recover at least a fraction of the reaction medium containing dichloropropanol. 
[0048] In this aspect of the process for producing a chlorinated organic compound according to the invention, at least 
one fraction comprising from 50 to 95% by weight of dichloropropanol and at most 50% by weight of water is generally 

w recovered. Preferably, this fraction comprises from 75 to 99.9%, often from 75 to 99%. by weight of dichloropropanol 
and from 0.01 to 25%, often from 1 to 25%, by weight of water. 

[0049] The recovery is preferably carried out by distillation or evaporation. Other fractions obtained during this step, 
comprising, for example, monochloropropanediol and, optionally, glycerol and catalyst, can be recycled to the reaction 
with the chlorinating agent. It is also possible to separate at least one fraction containing heavy by-products of the 
15 reaction, such as described above, in particular chlorinated polyglycerols, which can be destroyed or can optionally be 
used in a process for producing polyglycerols, for example by dechlorination. 

[0050] The distillation or evaporation is generally carried out at a temperature of at least 20°C. This temperature is 
often at least 60°C. It is preferably at least 70°C. The distillation or evaporation is generally carried out a temperature 
of at most 180°C. This temperature is preferably at most 140°C. 

20 [0051] The distillation or evaporation is generally carried out at a pressure of greater than 0.001 bar. This pressure is 
preferably greater than or equal to approximately 0.003 bar. The distillation or evaporation is generally earned out at a 
pressure of at most 1 bar. This pressure is often at most 0.5 bar. It is preferably at most 0.2 bar. 
[0052] The distillation or evaporation operation can be carried out either by means of distillation columns or by means 
of evaporators, of film evaporators or alternatively of wiped thin film evaporators. The recoverable fractions of the residues 

25 can be separated therefrom advantageously by means of a wiped thin film evaporator with an interior or exterior con- 
denser. 

[0053] In a particular variant, the dichloropropanol is produced according to a process comprising: 

(a) a first reaction step in which glycerol is brought into contact with the chlorinating agent so as to obtain a fraction 
30 of products comprising at least chloropropanediol; 

(b) optionally at least part of the fraction of products is subjected to a drying operation; 

(c) at least part of the fraction of optionally dried products is introduced into a second reaction step in which at least 
part of the chloropropanediol is reacted with the chlorinating agent. 

35 [0054] Steps (a) and (c) in this variant are preferably carried out under conditions and with the preferences as described 
above for the process for producing a chlorinated organic compound according to the invention. However, it is preferred 
to carry out the reaction of step (a) in the presence of water at a concentration preferably ranging from 20 to 80% by 
weight relative to the total weight of the reaction medium. 

[0055] Step (b) can be carried out, for example, by a stripping operation in at least one of the reactors of steps (a) or 
<o ( c ) or by means of an evaporator placed on a recirculation pipe exterior to the reactor. According to another preferred 
variant, the water is removed by means of a membrane technique. 

[0056] The process for producing an organic compound, in particular dichloropropanol , according to the invention can 
be carried out, for example, in cascade reactors, in at least one plate column or in at least one bubble column, or an 
assembly of such reactors. 

45 [0057] The reactors may effectively be of a type that Is stirred either by means of internal stirring, or by means of a 
recirculation pipe exterior to the reactor. 

[0058] When, in the process according to the invention, the reaction medium is heated, the heating can be obtained, 
for example, by means of a jacket or by means of an internal heat exchanger. Heating can also be obtained by means 
of a heat exchanger on a recirculation pipe exterior to the reactor. Optionally, the heating is obtained by combined use 

so of a jacket and of a heat exchanger on a recirculation pipe exterior to the reactor. 

[0059] In particular when the process according to the invention is operated in a continuous or fed-batch mode, 
secondary reactions can lead to the build-up in the reactor of by-products of low volatility, among which more or less 
chlorinated glycerol oligomers. This build-up can lead to a progressive increase of the volume of the reaction medium 
and require a continuous or discontinuous purge of the reactor to keep the volume at an adequate level. 

55 [0060] If appropriate, the catalyst quantity which is removed during such purging operation can be compensated by 
the introduction of an equivalent quantity of pure or purified catalyst. 

[0061 ] The catalyst contained in the purge from the reaction mixture can be economically recycled in the reactor after 
a purification treatment. For example, catalysts with low solubility In water can be su bjected to an acid hydrolysis treatment, 
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preferably carried out at a tomporature higher than 30 C. preferably at least 50"C which is followed by a separation stop 
e.g. by decantatlon, filtration or oxtractlon. It has boon found that In tho caso of adiplc acid, an acid hydrolysis of tho 
purge leads after cooling and filtration, to the recovery of crlstallised adiplc acid of high purity with a good yield. 
[0062] In particular when tho process according to tho Invention Is operated in a continuous or fed-batch mode, metal 

5 salts, in particular NaCI. optionally present in the raw materials, for example In the glycerol from renewable resources 
described above, can concentrate In the reactor An increase of metal salt content could possibly lead to a progressive 
crystallisation of insoluble materials, leading to an increase of the volume of the reaction medium and to various problems 
linked to the presence of solid materials such as deposit formation on the reactor walls, on the stirrer and on feed and 
purge lines and valves. Deposit formation on the reactor wall can reduce the heat transfer efficiency and require an 

10 increase amount of energy to maintain the temperature of the reaction medium. Deposit formation on valves and lines 
can lead to plugging problems. An Increased amount of solid in the reaction mixture can reduce the stirring efficiency 
and require a higher amount of energy to reach a correct agitation Increase of metal salt concentration could then 
require a higher continuous or discontinuous purge rate leading to higher losses of products. 

[0063] While the presence of metal salt is surprisingly acceptable In the process according to the invention. It may 

m therefore be desirable to remove metal salt, In particular NaCI, from the reaction system, e.g. in order to prevent optional 
accumulation of metal salt In the reaction mixture. Such removal can suitably be carried out by subjecting at least a 
fraction obtained from the reaction mixture which fraction contains metal salt to a treatment comprising one or more 
separation operations such as extraction, settling out, filtration and centrifugatlon. Another possible separation operation 
is a treatment with a resin. A filtration gives good results. 

20 [0064] The fraction obtained from the reaction mixture can be obtained by directly withdrawing a portion of the reaction 
mixture, notably when the reaction is carried out in the liquid phase. The fraction obtained from the reaction mixture can 
also be obtained by withdrawing a portion of the reaction mixture and further treating said portion before removing the 
metal salt. An example of a suitable treatment Is a concentration operation carried out on a liquid portion of reaction 
mixture wherein volatile compounds such as starting materials and products of the reaction, which may optionally be 

25 recovered and/or recycled to the reaction mixture, are separated eg by distillation or evaporation and a concentrated 
fraction having increased content of metal salt is obtained and subjected to the treatment to separate metal salt. 
[0065] In a preferred embodiment, the purge of the reactor is sent to a least one separation unit, where the separation 
of the metal salt Is carried out for example by extraction, settling out, filtration or centrlfugation. A liquid/solid separation 
unit is preferred and a separation by filtration Is more preferred. The separated liquid Is preferably recycled back to the 

30 reactor and the metal salt is left on the filter. 

[0066] The filtration step can be carried out at a temperature which is usually greater than or equal to 20 P C, preferably 
greater than or equal to 50 °C and most preferably greater than or equal to 80 C C. This temperature is generally lower 
than or equal to 150 °C and preferably lower than or equal to 140 "C. 

[0067] The nature of the filtration system Is not critical and is readily apparent to the skilled person aware of the present 
35 invention. 

[0068] As the metal salt accumulates on the filtration system, it is generally recommended to periodically regenerate 
the filtration unit by removing the filtrated salt. The regeneration can be performed by any means, for example by 
removing, in particular by mechanical means, the solid or by dissolving the solid. Optionally, solid elution treatments can 
be incorporated in the regeneration procedure. 
40 [0069] In a one embodiment according to the invention, the metal salt is removed as a solid from the filtration system 
without any pretreatment. 

[0070] In a first variant, the salt is disposed off in a suitable manner without further treatment. 
[0071] In a second variant, the salt Is stored in a separate vessel for further treatment. Further treatment can include 
elution of the solid with solvents and dissolution of the solid with solvents. Such treatments are described herebelow in 
45 the preferred embodiment. 

[0072] In a preferred embodiment according to the invention, the metal salt is treated before removal from the filtration 
system. 

[0073] Optionally adsorbed products and reactants such as in particular catalyst, monochlorohydrins and dichloropro- 
panols can be recovered from the metal salts, in particular from NaCI. for example by elution with an appropriate eluting 
so solvent such as a mixture of water and dichloropropanol. It is particularly preferred to use a dichloropropanol saturated 
with water at room temperature. The water content of the dichloropropanol used as eluting solvent is generally lower 
than or equal to 20 % by weight and preferably lower than or equal to 1 5 % and most preferably lower than or equal to 
about 12 %. The water content in the mixture of water and dichloropropanol is generally higher than or equal to 1 % by 
weight. 

55 [0074] In another embodiment, the eluting solvent consists essentially of dichloropropanol. In this embodiment, the 
water content is generally lower than 1 % by weight, preferably lower than or equal to 0.5 % by weight. 
[0075] In still another embodiment, the eluting solvent is water for example fresh water as defined above. 
[0076] The elution step can be carried out at a temperature which is usually greater than or equal to 20 °C, preferably 
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greater than or equal to 50 °C and most preferably greater than or equal to 80 °C. This temperature is generally lower 
than or equal to 150 °C and preferably lower than or equal to 140 °C. 

[00771 Aftor Glutton, the solvent used for eluting the metal salt can be recycled to the hydrochlorination reactor. 
[0078] In particular after elution with dichloropropanol the metal salt can then be optionally further eluted with an 
s aqueous solution. The aqueous solution can arise from any step of the process. It is preferred to use fresh water as 
defined above. 

[0079] The elution step can be carried out at a temperature which is usually greater than or equal to 20 °C, preferably 
greater than or equal to 50 °C and most preferably greater than or equal to 80 °C. This temperature is generally lower 
than or equal to 150 *C and preferably lower than or equal to 140 °C. 
w [0080] After elution, the aqueous solution used for eluting the metal salt can be sent to the hydrochlorination reactor, 
to a dehydrochlorination unit, to a biological treatment unit or to an oxidation treatment unit. 

[0081] In a first variant, after elution with dichloropropanol and water, the salt is removed as a solid in a suitable manner 
without further treatment. The salt is then disposed off in a suitable manner. 

[0082] In a second variant, after elution with dichloropropanol and water, the salt is dissolved with an aqueous solution. 
15 [0083] The aqueous solution can arise from any step of the process. It is preferred to use fresh water as defined above. 
[0084] The dissolution step can be carried out at a temperature which is usually greater than or equal to 20 °C, 
preferably greater than or equal to 50 °C and most preferably greater than or equal to 80 °C. This temperature is generally 
lower than or equal to 1 50 °C and preferably lower than or equal to 140 °C. 

[0085] The aqueous solution containing the dissolved metal salt can be disposed off. Preferably. It is sent to a dehy- 
20 drochlorlnation unit, to a biological treatment unit or to an oxidation treatment unit. 

[0086] In the above variants, the elution of the metal salt with water and the dissolution of the metal salt with water 
can be part of a single unit operation. 

[0087] The above operations are particularly suited when the metal salt is sodium chloride or potassium chloride and 
more particularly suited for sodium chloride. 
25 [0088] When the purge is carried out in a discontinuous mode, one filtration unit is usually sufficient since the filtration 
system can be regenerated during the shut-downs of the purge. When the purge is carried out in a continuous mode, it 
is preferred to have at least two filtration units working in alternance, one being in filtration mode while the other is in 
regeneration mode. 

[0089] When anhydrous HCI is used, it is preferred to direct a liquid stream comprising the glycerol against the current 
30 of the stream of HCI. When the process is carried out in several reactors, the HCI is advantageously dried between two 
reactors, for example by adsorption on a suitable solid, such as a molecular sieve, or by reverse osmosis through a 
suitable membrane. 

[0090] This particular embodiment of the process according to the invention makes it possible to obtain, particularly 
economically, concentrated dichloropropanol often having a dichloropropanol content of greater than or equal to 90% 
35 by weight relative to the total weight of the dichloropropanol. By means of this approach, it is possible to obtain 1,3- 
dichloropropane-2-ol as major isomer with an isomeric purity of greater than 80%. 

[0091] Figure 1 shows a preferred particular scheme for a plant that can be used for carrying out the process for 
producing dichloropropanol according to the invention : A reactor (4) is fed. in a continuous or batch mode, with glycerol 
via line (1) and catalyst via line (2). the feed of hydrogen chloride, anhydrous or in aqueous solution, Is carried out 

40 continuously or in batch-mode via line (3), a distillation column (6) is fed via line (5) with vapour produced from reactor 
(4), a stream is withdrawn from column (6) via line (7) and fed to a condenser (8), the stream from the condenser is fed 
via line (9) to a decanter (10) in which aqueous and organic phases are separated. A fraction of the separated aqueous 
phase is optionally recycled via line (1 1) to the top of the column for maintaining reflux. Fresh water can be added via 
line (12) to the top of the column for maintaining reflux. The production of dichloropropanol is distributed between the 

45 organic phase withdrawn through line (14) and the aqueous phase withdrawn through line (13). The residue from column 
(6) can be recycled to the reactor via line (15). Heavy by-products can optionally be removed from the reactor by means 
of a purge (16) located in the liquid bottom of the reactor. A stream is withdrawn from the purge (16) and fed via line 
(17) into a stripper (18) wherein a partial stripping operation is carried out e .g. by heating or by gas sweeping with nitrogen 
or steam, the gas phase containing most of the hydrogen chloride from stream (17) is recycled via line (19) to the column 

so (6) or via line (20) to the reactor (4), a distillation column or stripping column (22) is fed with the liquid phase arising from 
the stripper (1 8) via line (21 ), the main fraction of dichloropropanols is collected from the top of the column (22) through 
line (23) and the column residue is fed via line (24) to a filtration column (25) In which solid and liquid phases are 
separated, the liquid phase is recycled via line (26) to the reactor (4). The solid can be withdrawn from the filtration unit 
(25) via line (27) as a solid or as a solution. Solvents can be added to the filtration unit (25) via lines (28) and (29) for 

55 washing and/or dissolution of the solid and withdrawn from line (27). Optionally, a stream is withdrawn from the purge 
(16) and fed via line (30) into a filtration column (25). The stripper (18) and the distillation column (22) are then bypassed. 
[0092] Results obtained according to this last scheme (stripper (18) and column (22) bypassed) are detailed in example 
1. 
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[0093] 1 his variant of tho process allows to removo at tho top by a^eotropy almost all of tho water arising from Iho 
reaction, from tho starting materials and/or possibly fed In tho bottom of tho roactor or of the column and to obtain a 
mixture of dichloropropanols of very high purity, above 99.5 % by weight for the sum of the two isomers, with a selectivity 
related to hydrocarbon chain and hydrogen chloride higher than 99 % by weight and to remove the metal salt which can 
5 build up In the roactor when crudo glycerol is used In tho roactlon. 

[0094] The example bolow are intended to illustrate the invention without, however, limiting it. 

Example 1 

w [0095] The numbers In parentheses refer to Figure 1 . The additional equipment in the schema of figure 1 . with stripper 
(18) and column (22) has not been used in this case. Reactor (4) has been continuously fed with crude glycerol and a 
33 % by weight hydrochloric aqueous acid solution with relative flow rates mass ratios of 2.06. The crude glycerol was 
a by product of the biodiesel production and contained 85 % of glycerol, 6 % of NaCI and 0.5 % of organic impurities 
(fatty acids and derivatives). The residence time was 16 h, the adiplc acid concentration in the reaction medium was 2.5 

15 mol of acid functionalltles/kg. The reactor has been operated at atmospheric pressure and at 1 15X. The reaction mixture 
has been stripped with of nitrogen and the generated vapor phase has been treated In the distillation column (6) via line 
(5) (figure 1). The gas phase removed from column (6) has been condensed at 25*C (8) and decanted In the decanter 
(10). Reflux ratio was adjusted to withdraw the entire production of dichloropropanol at the top of column by recycling 
an appropriate amount of the aqueous phase from the decantor. At the outlet of the decantor an aqueous phase containing 

20 15.0 % of dichloropropanol (13) and an organic phase (14) containing 88 % of dichloropropanol were recovered The 
profiles In organic impurities in these phases were not different from those observed when pure glycerol is used In the 
process. 

[0096] A slurry from the reactor has been pumped on a 115 micrometer PTFE membrane filter In the filtration column 
(25). The salt cake In the filter has been washed at 20°C with dichloropropanol saturated with water. After removal of 

25 the liquid phase and draining of the solid, the salt has been dissolved In water and the salted water phase has been 
discarded. The duration of washing and salt dissolution was about 2 hours. A new filtration cycle of the slurry from the 
reactor has then been operated. The dichloropropanol washing has been recycled to the reactor by continuous feeding. 
The analysis of the water phase with salt Indicated a dichloropropanol : NaCI mass ratio of 1 .44 and a small amount of 
catalyst (less than 10g/kg). The quantity of dichloropropanol In the salted water represented 1 .6 % of the dichloropropanol 

30 total production. 

[0097] The global yield In dichloropropanol was 93 %. 



Claims 

35 

1 . Process for producing dichloropropanol, according to which glycerol containing metal salt is subjected to a reaction 
with a chlorinating agent in a reaction mixture, and wherein at least a fraction obtained from the reaction mixture, 
which fraction contains metal salt, is subjected to a treatment comprising at least one separation operation to remove 
metal salt from said fraction. 

40 

2. Process according to claim 1 , wherein the metal salt, is selected from sodium chloride, potassium chloride, sodium 
sulfate and potassium sulfate. 

3. Process according to claim 1 or 2 wherein the glycerol comprises from 1 to 10 % by weight of metal salt 

45 

4. Process according to claims 1 to 3 wherein the chlorinating agent is selected comprises hydrogen chloride 

5. Process according to claims 1 to 4 wherein the reaction Is carried out in the presence of a catalyst. 

so 6. Process according to claim 5 wherein the catalyst is a carboxylic acid or a carboxylic acid derivative having an 
atmospheric boiling point of greater than or equal to 200°C, is preferably adipic acid and an adipic acid derivative. 

7. Process according to claims 1 to 6 wherein the separation operation is selected from distillation, extraction, decan- 
tation, centrifugation, filtration and treatment with ion exchanged resins. 

55 

8. Process according to claim 7 wherein the separation operation is a liquid/solid separation and preferably a filtration 
operation and wherein the metal salt is removed as a solid. 
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9. Process for producing dichloropropanol, according to which glycerol containing at most 6 % by weight of organic 
impurities is subjected to a reaction with a chlorinating agent. 

10. Process for producing dichloropropanol. according to which 

5 

(a) glycerol is subjected to a reaction with a chlorinating agent in a reaction mixture 

(b) continuous or periodic withdrawal from the reaction mixture of a fraction comprising at least water and 
chlorinated organic compound, in particular dichloropropanol, is carried out; 

(c) at least part of the fraction obtained in step (b) is introduced into a distillation step 

w (d) the reflux ratio of the distillation step is controlled by supplying water to said distillation step. 

1 1 . Process according to claim 1 0 wherein the water has a content of constituents other than water iower than or equal 
to 12 % by weight relative to the total weight of the water and of such constituents. 

15 12. Process according to claim 1 1 wherein the constituents other than water, comprise dichloropropanols 

13. Process according to claim 1. wherein the reaction is carried out continuously. 

14. Process according to anyone of claims 1 to 13, wherein the glycerol used has at least partially been produced from 
20 renewable raw materials 

15. Process for separation of a mixture containing at least water, dichloropropanol and hydrogen chloride wherein the 
mixture is separated in a distillation step wherein the sum of materials fed to said distillation step has a hydrogen 
chloride concentration which is lower than the hydrogen chloride concentration in the binary azeotropic composition 

25 hydrogen chloride/water at the pressure of the distillation. 
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